
AD-A264 475,_........

TECHNICAL REPORT ARCCB-TR-93012

THE ELECTRODEPOSITION OF LOW CONTRACTION
CHROMIUM USING HIGH/LOW CURRENT PULSING

MARK D. MILLER DTICSTEPHEN LANGSTON ELECTE
MlAY28S 1993SO

MARCH 193

US ARMY ARMAMENT RESEARCH,
DEVELOPMENT AND ENGINEERING CENTER

CLOSE COMBAT ARMAMENTS CENTER
BENET LABORATORIES

WATERVLIET, N.T. 12189-4050

APPROVED FOR PUBLIC RELEASE; DISTRIBUTION UNLIMITED

93-10975

9 3 0



DISCLAIMER

The findings in this report are not to be construed as an official

Department of the Army position unless so designated by other authorized

documents.

The use of trade name(s) and/or manufacturer(s) does not constitute

an official indorsement or approval.

DESTRUCTION NOTICE

For classified documents, follow the procedures in DoD 5200.22-M,

Industrial Security Manual, Section 11-19 or DoD 5200.1-R, Information

Security Program Regulation, Chapter IX.

For unclassified, limited documents, destroy by any method that will

prevent disclosure of cont,!nts or reconstruction of the document.

For unclassified, unlimited documents, destroy when the report is

no longer needed. Do not return it to the originator.



Form Approved
REPORT DOCUMENTATION PAGE OMB No 0704-0188

Pu=i=c relortnq, f for th* collection of m0fotnituon Itumatee to .1e0aqc I Botr 1 re;o.n• ncludln the time for revaewmnq instruitionI. searchmq e,sItfn data $iO.€es.
qatfw q Z =nd mauiUlimlrng tu data needed, and cOff'0etln and rEý.ewhnq the COeIOE0 Of nfOr'itiOf Send comff•a•nts reg oing this Dordfi eSttmait Of ,, o•thef dtaov Of this
cOllection of information, n~iudanq tu on fof tduc;nJ this ourd"n. to Wagshngton meedaqcuart•s Services. oirctorate or information Ocwrtaons and Reors'. 12 15 etterson
Defs HihwaV, Suit* 4204, Adflgi. VA 22n02-4302. and tOe tfIOffce of MPanagement and Budget. Paoeronck Reducto-N PrOlec• 10704-ON). Weasinanon, OC 20503
1. AGENCY USE ONLY (Leave bldnk) 2. REPORT DATE 3. REPORT TYPE AND DATES COVERED

March 1993 Final

4. TITLE AND SUBTITLE 5. FUNDING NUMBERS
THE ELECTRODEPOSITION OF LOW CONTRACTION
CHROMIUM USING HIGH/LOW CURRENT PULSING AMCMS: 6111.02.H611.1

& AUTHOR(S)

Mark D. Miller and Stephen Langston

"7. PERFORMING ORGANIZATION NAME(S) AND ADORESS(ES) 8. PERFORMING ORGANIZATION
U.S. Army ARDEC REPORT NUMBER

Benet Laboratories, SMCAR-CCB-TL ARCCB-TR-93012
Watervliet, NY 12189-4050

9. SPONSORING/ MONITORING AGENCY NAME(S) AND AOORESS(ES) 10. SPONSORING / MONITORING
AGENCY REPORT NUMBERU.S. Army ARDEC

Close Combat Armaments Center
Picatinny Arsenal, NJ 07806-5000

11. SUPPLEMENTARY NOTES

12a. DISTRIBUTION I AVAILABILITY STATEMENT 12b. DISTRIBUTION CODE

Approved for public release. distrbution unlimited

13. ABSTRACT (Maximum 200 words)
The effects of high/low current pulse plating on the electrodeposition of low contraction (LC) chromium were evaluated and
compared to direct current-electrodeposited LC chromium with respect to microstructure and mechanical properties. A
systematic experiment was performed in which three high/low current densities. 200/100, 200/60, and 200/30 A/dn-, were tested.
The high current density time was varied from 0.6 to 60 ms. while the low current density time was kept constant at 1 0 ms. A
high/low condition of 200/100 A/dm2 for 0.6/30 ms resulted in the overall optimal microstructure and mechanical properties with
a resulting hardness value of 900 KHN, a cathode current efficiency of 22.1 percent, and an ultimate tensile strength of 25.8
Ksi. The deposit at this condition was crack-free with a typical columnar microstructure of fine fibrous grains and a <211 >
preferred orientation.

"tAI. oCtJ1a10A, High/Low Current, Pulse Plating 15. NIUTER OF PAGES

16. PRICE CODE

17, SEC•!•!T" T'J;SIFIr'AT!ON 118. SECURITY CLASSIFICATION 19. SECURITY CLASSIFICATION 20. LIMITATION OF ABSTRACT

OF REPORT OF THIS PAGE OF ABSTRACT

UNCLASSIFIED UNCLASSIFIED UNCLASSIFIED UL

NSN 7540-01-280-5500 Standard Form 298 (Rev 2-89)
"2IC"-oed "b AN, Sid Z39-'8
19S8 '02



TABLE OF CONTENTS

INTRO D UCTIO N ................................................................ I

EXPERIMENTAL PROCEDURE ................................................... 1

RESULTS AND DISCUSSION ...................................................... 2

Effects of High/Low Current Pulsing ............................................ 2

CO NCLU SIO N S ................................................................. 3

REFERE N CES .................................................................. 4

List of Illustrations

1. A schematic diagram of the high/low current pulsing cell ................................ 5

2. The high/low current pulse profile for each of the
three high/low current densities tested ............................................. 6

3. The effects of high/low current pulse plating on the (a) CCE,
(b) hardness, and (c) UTS of LC chromium electrodeposits ............................... 7

4. SEM topographical photomicrographs of LC chromium
electrodeposited using highhow current pulse plating .................................. 8

5. SEM photomicrographs of the cross-sectional microstructure
of LC chromium using high/low current pulse plating .................................. 9

6. XRD patterns of LC chromium electrodeposited using
high/low current pulsing ................................. ....... ........ 10

Aooesion For

I)..../

D ' T "- , -1 ' f ::;'

i ~DI.A
" •~lIiCdo



INTRODUCMION

Conventional unipolar (on/off) pulse plating, which is the use of interrupted direct current (dc),
can improve the microstructure and meihanical properties of electrodeposited chromium when certain

,pulsing frequencies, duty cycles, and plating conditions are used (refs 1-5). The pulses, often employed at
a rate of 10 to 10,000 times per second, affect the way the metal ions deposit to the substrate. During
conventional dc plating, the rate at which the metal ions deposit is greater than the diffusion rate of the
ions, resulting in a concentration gradient in the immediate area of the cathode (ref 6). In addition, an
electric field in the electrolyte characterizes itself into a direction that influences and produces polarization
near the edges of the cathode resulting in a thicker deposit near the end of the cathode (ref 7). When
conventional pulse current is used instead of direct current, the current is on for a short time interval
sufficient to deposit all mo!tal ions in the immediate vicinity of the cathode. During the off-tune of the
pulse cycle, solution equilibrium is re-established, eliminating any concentration gradient that would exist.
In addition, the resulting level of polarization on the surface of the cathode, across the layer of diffusion,
is evenly distributed. Faust, Schaer and Semones (ref 8) have reported that during the off-time of pulse
plating, the unstable chromium hydride layer, formed during chromium deposition, decomposes before the
next on-time is applied. The chromium hydride layer has been linked to internal cracks and high residual
stresses within the chromium. Therefore, the pulsing of chromium offers the advantages of reducing the
amount of chromium hydride present.

The concept of high/low current pulse (HLCP) is similar to on/off pulse plating, except that there
is no "off period" during plating. There is a high current period equivalent to the on-time in normal pulse
plating. In addition, there is a low current period that has similar characteristics of the off-time in
conventional pulse plating. If the current is at a low enough value, the metal ions will diffuse faster than
their depcsition rate, and as a result, the ion concentration in the immediate vicinity of the cathode will
not be depleted. In theory, the advantage of the HLCP over the on/off current pulse is that you can
continue to plate during the low current cycle without depleting the ions in the cathodic film. As a result,
higher deposition rates may be obtained.

It also appears that HLCP may be more beneficial in terms of grain growth than on/off current
pulsing. During the high current period, a large number of nuclei are generated (as with the on-time
during on/off pulsing). However, unlike the off period in on/off pulsing, the grains continue to grow
during the low current cycle. With each high current cycle, growth centers are generated, and with each
low current cycle, the nuclei grow bigger and thicker. Eventually the growth centers coalesce and develop
into larger, individual dome-like nodules. These large oriented dome-like nodules in the chromium
deposits are often characteristic of good microstructure and mechanical properties.

This study systematically investigates the HLCP of low contraction (LC) chromium to determine
which HLCP conditions, if any, improve the mechanical and microstructural properties of dc-plated LC
chromium electrodeposits. The purpose of this study is to determine the optimal HLCP cycle by
correlating the cycle with the microstructure, topography, ultimate tensile strength (UTS), preferred
orientation and hardness of the chromium deposit, and the current cathode efficiency (CCE) of the plating
process.

EXPERIMENTAL PROCEDURE

The experimental procedure was carried out exactly as described in previous reports (ref 5) except
for the pulsing conditions. A conventional chromic acid bath was used consisting of a chromic
acid/sulfuric acid ratio of 100/1, a trivalent chromium concentration of 4.0 g/l, and a bath temperature of
85°C. A schematic diagram showing the high/low pulse plating cell is shown in Figure 1.
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The HLCP was conducted at three high/low current density ratios: 200/100, 200/60, and 200/30
A/dm'. For each high/low current density ratio tested, the low current density (LCD) time was kept
constant at 30 ms, and the high current density (HCD) time was varied from 0.6 to 60 ms (see Figure 2).

RESULTS AND DISCUSSION

Four specimens were prepared for each of the plating conditions investigated. The CCE,
microhardness, and UTS results are the average of measurements for the four specimens.

Effects of High/Low Current Pulsing

The effects of HLCr on the mechanical properties of LC chromium are shown in Figure 3.
Figure 3a shows that for each of the three pulse current density ratios tested, the CCE increased as the
HCD time was increased. This increase was much more pronounced at 200/60 and 200/30 A/din2 with the
CCE increasing from 5 to 22 percent. The 200/100 A/din' HLCP resulted in significantly higher CCEs,
especially for HCD times in the 0.6 to 30-ms regime. These findings are consistent with chromium
electrodeposition; higher current densities usually result in higher CCEs. All of the 200/100 A/dmin
conditions resulted in CCEs over 21 percent-a significant improvement over the 11 percent CCE obtained
when dc plating LC chromium (ref 9).

The effects of each HLCP condition on the microhardness of the deposits are shown in Figure 3b.
In general, the hardness tended to decrease as the HCD time increased. This is a result of grain growth
initiation during the HCD (held constant at 200 A/din2). Grains are initiated during the HCD and
continue to grow upward during the LCD. If the HCD time is for a short enough interval, the base of the
grain will be small and the full grain will have a rectangular shape. When these rectangular grains
coalesce, they leave few voids, and the hardness tends to be higher. However, if the HCD time is long,
the base of the grain will be large, and the full grain will be pyramidal in shape. When these pyramidal
grains coalesce, they-leave many voids, and as a result, the hardness tends to be smaller. When the HCD
time was 0.6 ms, all three current density ratios tested yielded hardness greater than 760 KHN, the optimal
hardness obtained when dc plating LC chromium (ref 9).

The effects of each HLCP condition on the UTS of the deposit are shown in Figure 3c. As with
the hardness, the UTS values tended to decrease as the HCD times increased. In addition, the 200/100
A/din2 current density ratio again resulted in the highest UTS regardless of the HCD time. The maximum
UTS obtained, 25.8 Ksi at 200(100 A/din2 for 0.6/30 ms, was still significantly lower than the optimal 87 Ksi
obtained while dc plating LC chromium (ref 9).

When the HCD time was greater than 30 ms, tensile specimens broke prematurely for all three
current density ratios studied. As a result, there are no UTS values shown in Figure 3c for HCD times
greater than 30 ms. This premature failure can best be understood when the topography and cross-
sectional microstructure at each of the conditions tested is observed. Figure 4 shows the scanning electron
microscope (SEM) topographical photomicrographs for each of the conditions tested. A flake-like grain
structure resembling a pattern of interwoven platelet was observed when the HCD time was 30 ms or
greater and the LCD was 60 A/din2 or less. These structures explain why the tensile strengths were so low
at these conditions. Only when the HCD time was less than 3.0 ms and the LCD was greater than 30
A/din2, did the topography represent a hemispherical nodular appearance typical of dc-plated LC
chromium.

The SEM cross-sectional photomicrographs for each HLCP (shown in Figure 5) also support the
low UTS values shown in Figure 3c. Microcracks can be observed in the cross section Vhen the HCD
time was 10 ms or greater and the LCD was 60 A/din2 or less. These were the only conditions that did
not yield a typical fibrous grain microstructure associated with LC chromium.

2



A series of x-ray diffraction (XRD) patterns for each HILCP condition studied is shown in Figure
6. Most of the patterns for the 200/60 and 200/30 A/dm2 pulse series show several peaks with the relative
intensity of the <110> peak being highest. This is characteristic of a chromium powder pattern with no
major preferred orientation. However, the 200/100 A/din2 current density ratio shows a distinct <211 >
preferred orientation with the relative intensity of the <211> peak highest for all six HCD times tested.
This may account for the higher tensile strengths seen in Figure 3c for the 200/100 A/dm2 current density
ratio. LC chromium electrodeposited by direct current also has a <211 > preferred orientation.

CONCLUSIONS

The electrodeposition of LC chromium by high/low curr,..t pulsing at current density ratios of
200/100, 200/60, and 200/30 A/din2 was evaluated and compared to dc-plated LC chromium. Based on the
results of experimental studies, the following conclusions can be made:

1. Electrodepositing LC chromium using an HLCP condition of 200/100 A/din2 with an
HCD time between 0.6 and 10 ms and an LCD of 30 ms results in improvements to the
CCE and microhardness of the deposit as compared to values obtained in dc plating.

2. Hardness values in excess of 900 KHN can be obtained when the HLCP condition is the
following: 200/100 A/din2 with an HCD time between 0.6 and 10 ms and an LCD time of
30 ms. This is a 12 percent increase in the optimal hardness obtained through dc plating
of LC chromium.

3. CCEs in excess of 22.1 percent can be obtained when the above HLCP conditions are
used. This is a 91 percent increase over the optimal CCE obtained through dc plating.

4. The maximum UTS values obtained by HLCP, 25.8 Ksi, are still 67 percent lower than
those obtained through dc plating. HLCP does not appear to reduce the microstresses in
the chromium deposits.

5. Electrodeposits produced at an HLCP condition of 200/100 A/din2 with HCD times
between 0.6 and 10 ms and an LCD time of 30 ms are crack-free with a typical columnar
microstructure of fine cross fibrous grains and a <211> preferred orientation.
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